-benzene)RuCl2]2 (500 mg, 1.00 mmol) was added at this temperature. After stirring the mixture for 16 h while raising the temperature to r.t. the dark red solution was filtered through Celite and the solvent was removed. The brownish red residue was treated with an equimolar amount of KO'Bu in CH2CI2. The solvent was removed after 16 h and the residue was dissolved in a minimum amount of CHCI3. After chromatography on silica gel * Correspondence author (e-mail: Henri.Bninner@chemie.uni-regensburg.de)
( 1 x8 cm, CHCI3/THF 5:3) the product was isolated as a dark red microcrystalline solid. Orange red needles were obtained by diffusion of petroleum ether into a toluene solution at 243 Κ suitable for X-ray structure analysis [3] .
Discussion
In three-legged and four-legged pianostool complexes of type I and Π the metal atom is a chiral centre. Provided an enantiomerically pure thioamide ligand is used in the synthesis of I and Π, e.g. the thioamide derived from benzoic acid and (Sc)-lphenylethylamine, two diastereomers (Rm.Sc) and (Sm.Sc) arise which only differ in the metal configuration. Fortunately, the diastereomers (Rm.Sc) and (Sm,Sc) of I and Π exhibit different *H NMR spectra. Thus, the diastereomer ratio can be determined by integration of suitable signals. Square pyramidal Mo compounds of type Π have been studied extensively with respect to the separation of the diastereomers and the change of the configuration at the metal centre [4] . In addition, the chiral induction, which the stable ligand configuration exerts on the metal configuration at equilibrium, has been investigated [4] , In the synthesis of I according to the procedure given above, a mixture of the two diastereomers (Rr",S c ) and (Sr u ,Sc) of I was expected. However, in the 'Η NMR spectrum of the reaction product there was only one set of signals, indicating the presence of only one diastereomer. This ratio did not change in the temperature range from 193Kto313K. After 6 h in benzene-^ at 313 Κ significant decomposition was observed. These results show that a single configurationaUy stable diastereomer was present in solution. An equilibrium of two rapidly interconverting diastereomers, which also would afford only one set of signals in the *H NMR spectrum, was excluded on the basis of the following argument. Four-legged pianostool compounds of type Π isomerize in solution with respect to the metal configuration in a pseudorotation-like intramolecular rearrangement with half-lives of minutes to hours at higher temperatures [ 1, 2, 4] . In these square-pyramidal compounds the metal configuration is considered labile, as Mo has the coordination number 7, counting the cyclopentadienyl ligand as a facially tridentate ligand. On the contrary, three-legged pianostool compounds of type I should be much more configurationaUy stable, because in these compounds Ru has the coordination number 6 (octahedral), counting the benzene ligand as a facially tridentate ligand. The X-ray structure analysis confirms the three-legged piano-stool geometry of [(j/ (C6H6)RU(CI 5 HI4NS)C1 1-phenylethyl group is oriented such that it is as close to the π-bonded benzene ligand as possible. Due to this face-on orientation, the benzene ligand lies in the magnetic anisotropy cone of the phenyl ring of the 1-phenylethyl substituent which causes a high-field shift of its protons. This T-shaped arrangement is an attractive C-H / π-interaction, called ^-phenyl effect [7] . Table 9 . Atomic coordinates and displacement parameters (in Â 2 ). (7) 0.0223 (7) 0.0363 (8 
